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Abstract: Macromolecules that possess three-dimensional, branched molecular structures are of
great interest because they exhibit significantly differentiated application performance compared to
conventional linear (straight chain) polymers. This paper reports the synthesis of 3- and 4-arm star
branched polymers via ring opening polymerisation (ROP) utilising multi-functional hydroxyl
initiators and Sn(Oct)2 as precatalyst. The structures produced include mono-functional hydrophobic
and multi-functional amphiphilic core corona stars. The characteristics of the synthetic process were
shown to be principally dependent upon the physical/dielectric properties of the initiators used.
ROP’s using initiators that were more available to become directly involved with the Sn(Oct)2 in the
“in-situ” formation of the true catalytic species were observed to require shorter reaction times. Use
of microwave heating (MWH) in homopolymer star synthesis reduced reaction times compared
to conventional heating (CH) equivalents, this was attributed to an increased rate of “in-situ”
catalyst formation. However, in amphiphilic core corona star formation, the MWH polymerisations
exhibited slower propagation rates than CH equivalents. This was attributed to macro-structuring
within the reaction medium, which reduced the potential for reaction. It was concluded that CH
experiments were less affected by this macro-structuring because it was disrupted by the thermal
currents/gradients caused by the conductive/convective heating mechanisms. These gradients
are much reduced/absent with MWH because it selectively heats specific species simultaneously
throughout the entire volume of the reaction medium. These partitioning problems were overcome
by introducing additional quantities of the species that had been determined to selectively heat.
Keywords: ring opening polymerisation; microwaves; star polymer; core corona star;
dielectric properties
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1. Introduction
Research focused on broadening the range of molecular structures exhibited by
biodegradable/bioresorbable aliphatic polyesters has atttracted an increased level of interest in
recent decades. This has often been focused upon improving the viability of such materials as
alternatives to petrochemical-based polymers in a large variety of end-uses. In the particular cases
of poly(lactic acid) (PLA) and poly(ε-caprolactone) (PCL), this interest has typically been inspired by
their utilisation in biomedical and pharmaceutical applications [1–7].
In this area, ring-opening polymerisation (ROP) of cyclic esters (e.g., dilactide, ε-caprolactone,
etc.) using discrete organometallic based initiators/catalyst systems has become established as
one of the preferred methods of generating well-defined and potentially stereoregular polyester
molecular structures with narrow polydispersities (PDI) [8–17]. Generally, this molecular control is
achieved through precise control of the propagation and termination processes within the synthetic
mechanisms involved in the polymerisation [8–17]. Additionally, the synthesis of biodegradable or
bioresorbable star polyesters has drawn particular interest because of the differentiated rheological
and mechanical properties that these structures can exhibit, when compared to linear polymers [18–32].
For example, the melt viscosity of star polymers have been reported to be lower than their linear
analogues of a similar molecular weight (Mwt), so allowing moulding to be conducted at lower
temperatures [6,33]. Therefore, it should be preferable to employ star structures when melt
processing/thermally moulding, polymers such as PCL which exhibit relatively low thermal
stability and/or molecular integrity. Typically, the synthesis of star polymers can be achieved
by adopting one of three different approaches [18]. These are: (a) Core-first—polymerisation to
build the arms is conducted away from a multifunctional initiator, which then forms the core of
the structure; (b) Arm-first—coupling of pre-synthesized linear polymers with a multifunctional
terminator or pre-existing multi-functional reactive species which becomes the core and (c) Direct
Oligomerisation—controlled polymerisation of preformed macromonomers which contain a
polymerisable functional group to a low/intermediate degree of polymerisation (Dp), the backbone
of which forms the core of the structure (DP) [18,27]. For biodegradable polymers, such as PLA
and PCL, the “core first” approach has been the most extensively employed method detailed in the
literature, with the use of many different structures and functionalities of core molecules reported
to successfully result in star structures [18]. For example, pentaerythritol (PTOL), glycerol (G), and
2-ethyl-2-hydroxymethyl-1,3-propanediol (or trimethylolpropane, TMP) have been successfully used
as core initiators for the synthesis of stars via ROP using Sn(Oct)2 as a precatalyst [20,21,26–28].
Figure 1 depicts this generally accepted mechanism for ROP of CL with Sn(Oct)2 and benzyl alcohol (BzOH).
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However, it has been reported that with multi-hydroxyl group containing initiators, i.e., the type 
which generate of star structures, that significant lengthening of the reaction time and in certain cases 
lower quality product (i.e., broader PDIs and non-optimal Mwts) has been observed, when compared 
to the synthesis of equivalent length linear polymers under the same conditions [34]. This has been 
attributed to a number of potential root causes; (a) multi-ols have the potential to create more stable, 
multi-dentate complexes with the tin centre; (b) more Sn species need to coordinated to the initiator 
if all the chains are to grow simultaneously and (c) if arm growth is not simultaneous/uniformly from 
the outset, steric effects may slow the reaction at some functional groups in a particular initiator 
moiety [34]. Research investigating the use of other controlled polymerisation systems to create  
3-dimensional structures has also shown differential reactivity of hydroxyl functionalities. For example 
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alcohol initiator.
However, it has been reported that with multi-hydroxyl group containing initiators, i.e., the type
which generat of star structures, hat sig ificant lengthening of the reaction time and in c rtain cases
lower quality product (i.e., broader PDIs and non-optimal Mwts) has been observed, when compared
to the synthesis of equivalent length linear polymers under the same conditions [34]. This has been
attributed to a number of potential root causes; (a) multi-ols have the potential to create more stable,
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multi-dentate complexes with the tin centre; (b) more Sn species need to coordinated to the initiator
if all the chains are to grow simultaneously and (c) if arm growth is not simultaneous/uniformly
from the outset, steric effects may slow the reaction at some functional groups in a particular
initiator moiety [34]. Research investigating the use of other controlled polymerisation systems to
create 3-dimensional structures has also shown differential reactivity of hydroxyl functionalities. For
example work to prepare materials for surface initiated atom radical polymerisation have been shown
to demonstrate variable hydroxyl group reactivity levels based on both structural and morphological
issues, i.e., low surface areas and low levels of site accessibility. This was mitigated by expanding the
structure to overcome the steric hindrance around the reactive sites [35].
Consequently, the initial aim of this work was to focus upon the study of the “core-first”
method of star polymer production using ROP with Sn(Oct)2 as the precatalyst. The aim was to
investigate the influence that the use of multi-functional initiators with differing molecular/physical
properties had upon the polymerisation kinetics and final products when different molecular weight
homo- and amphiphilic core corona star polymer structures were synthesised. Also, because in a
prior paper the authors had demonstrated differing initiation kinetics with single hydroxyl initiators
when microwave heating (MWH) was adopted [34], equivalent CH and MWH experiments were
conducted to highlight if different initiation behaviour was also observed with these more complex
initiating species.
2. Results and Discussion
The synthesis of 3-arm star PCL hydrophobic homopolymers was initially conducted using
trimethylolpropane (TMP) as a tri-functional initiator with both MWH and CH at 150 ˝C (see
Scheme 1a) and compared BzOH initiated linear polymerisations.
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to initiation with multi-ols. The relative molar ratio CL/Sn(Oct)2 was kept constant at 1:2.80 ˆ 10´4.
Table 1 summarises the reaction characteristics and material analysis results obtained.
Table 1. Results of CH & MWH ROP to Synthesise Hydrophobic Homopolymer Initiated by TMP,
PTOL & Glycerol (G) with CL/Sn(Oct)2 ratio of 1:2.80 ˆ 10´4 at 150 ˝C.
Entry Initiator TargetDP
Heat
Type
Time
(min)
Mnptheoq
(g¨mol´1)
MnpGPCq a
(g¨mol´1) PDI
a
1 TMP 90 CH 150 10,300 6500 1.19
2 TMP 90 MWH 90 10,300 6500 1.24
3 TMP 21 CH 250 2400 1600 1.38
4 TMP 21 MWH 190 2400 1600 1.43
5 PTOL 88 CH 210 10,000 5100 1.21
6 PTOL 88 MWH 170 10,000 5100 1.23
7 PTOL 20 CH 390 2300 1100 1.58
8 PTOL 20 MWH 250 2300 1100 1.63
9 G 90 CH 45 10,300 13,500 1.37
10 G 90 MWH 35 10,300 15,300 1.23
11 G 21 CH 90 2400 6100 1.15
12 G 21 MWH 60 2400 4000 1.23
a Measured by GPC in THF (40 ˝C) using PS standards and corrected by applying the correction factor for PCL
(0.56) [37].
The data in Table 1 showed that, in all cases, polymers with similar chain length and PDI’s
were synthesised using both heating methods. However, the observed chain lengths were noted
to be shorter than theoretically expected. This was attributed to two factors: (1) chain length
determination for star polymers is inaccurate because their hydrodynamic volumes are different from
that of the linear GPC standards [38] and (2) ROP reactions using this control system can undergo
transesterifications at high conversions [39]. However, when this MWH data were compared to
the reported data for linear polymers synthesised using BzOH as initiator [34], it was observed that
the star polymers required significantly longer reaction times (for DP = 90: linear = 20, 3-arm = 90,
4-arm = 170 min) but the low PDI’s of the resultant polymers coupled, with the observation that all the
GPC spectra contained monomodal distributions (Figure S1), indicated good polymerisation control
had been achieved. Meanwhile, the application of MWH had decreased the reaction time required to
synthesise both DP 90 and DP 21 materials to >95% conversion (compare Table 1, entries 1 & 2 and 3
& 4). Thus, MWH and CH kinetic experiments were conducted (see Figure 2) to define the root cause
of the longer cycle times.
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As with linear ROP reactions conducted using this system the kinetic pathway was shown to
exhibit two stages: (a) an induction period, which represents the combination formation of the true
catalyst by reaction of the Sn(Oct)2 with the initiator and the initiation with the first monomer unit
and (b) the propagation stage. In all cases the propagation stage of the polymerisation was observed
to be rapid, indicated by the significant gradient of the linear relationships exhibited once conversion
has started. The key element that has been lengthened is the induction period. Furthermore, the
induction period for the DP 21 IP was noted to be longer than that for DP 90 which was attributed
to the need for greater levels of initiation required prior to propagation commencing. The principle
influence of adopting. MWH with TMP under these conditions was to reduce the length of induction,
which was typically reduced by 30 min (i.e., 90 to 60 for DP 21 & 180 to 150 for DP 90).
Kinetic experiments to synthesise 4-arm star hydrophobic, homo-polymer PCL structures of DP
20 and 88 (arms of DP 5 and 22 respectively) were also conducted using a tetrafunctional initiator,
pentaerythritol (PTOL) and the same reaction conditions (see Scheme S1 and Table 1, entries 5–8).
The comparative characteristics of these reactions/products were observed to be the same as the
3-arm case: i.e., the induction period was determined to represent the major element of the overall
reaction time, smaller stars were observed to need longer reaction times, the application of MWH
led to a decrease in both induction time/overall reaction times required for both DPs and the
heating method was shown not to affect the structure of the product materials obtained, single
distribution GPC spectra with equivalent Mwts and PDI’s were obtained for all isolated product
polymers (see Figure S2). Subsequent kinetic experiments confirmed that the IP reduction was the
key effect of the MWH upon the system. However, in this case, whilst the induction for DP 88
IP was reduced by 30 min (150 to 120), similar to that observed with TMP (see Figure S3). The
DP 20 reduction was typically found to be reduced by 145 min (315 to 170 min). Thus, it was
concluded from these experiments that the MWH reduction in IP was typically in the region of
20%–50%. However, MWH was noted to deliver smaller IP reductions with multi-ols (for DP 90:
linear = 95%, 3-arm = 33%, 4-arm = 20%). Therefore, whilst these results demonstrated that MWH
could overcome the issues of using multifunctional initiators with Sn(Oct)2, such as retardation due
to chelation stabilisation. Therefore, both the fact that initiation is the dominant factor in determining
reaction time and the relatively modest MWH differentials observed with multi-ols compared to
mono-functional initiators required further investigation to understand the true influence of these
initiators on the polymerisation.
Therefore, the influence that initiator physical property characteristics had upon defining the
induction period was investigated. Thus, the physical form, solubility characteristics and loss tangent
(tanδ) values (see dielectric property definitions in the experimental section) of the multi-ols used in
this study and BzOH have been compared in Table 2.
Table 2. Physical Characteristics of the Initiators Used in this Study.
Initiator Mol Weight(g¨mol´1) Melting Point (
˝C) Physical Form c Solvent/MonomerCompatibility c Tanδ at 150
˝C
BzOH 108.14 ´15 Liquid Miscible 0.40
TMP 134.17 58 Solid (Flake) Limited 0.20
PTOL 136.15 260 White Solid Very Limited 0.01
TMPE ~450 a NA b Liquid Very Limited -
PTOLE ~270 a NA b Liquid Very Limited -
G 92.09 18 Liquid Miscible 0.25
GE ~1000 a NA b Liquid Miscible 0.10
a As quoted by supplier; b Data not available from supplier; c Data refers to a room temperature evaluation.
The physical form/miscibility data were determined in order to define if the length of the
induction period was related to the actual availability of the initiator within the system, whilst the
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loss tanδ values were measured to predict the relative ability of specific materials to contribute to the
heating of a mixture by being selective heated by microwave energy.
Interestingly, the observed trends in the length of both IPs and CTs when using BzOH (1 &
20 min), TMP (60 & 90 min) and PTOL (120 & 170 min), were consistent with the trends in their
melting points, monomer compatibilities and tanδ properties. Both TMP and PTOL are solids at
room temperature and not completely miscible with CL. Therefore, if the initiator and Sn precatalyst
are not in the same phase, their interaction to form the “true” catalytic species will be hindered [34].
Whilst, comparison of dielectric data (Table 2 and Figure 3) showed that, at reaction temperature, the
tanδ of TMP and PTOL were approximately 0.2 and 0.01 respectively, compared to 0.4 for BzOH.
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BzOH was well above its melting point at in the range from room temperature to the set reaction 
temperature (150 °C) and very miscible with the organic monomer of choice, thus is able to interact with 
both the incident energy and the Sn precatalyst. However, whilst the TMP is also well above its melting 
point at 150 °C, it was observed to be less miscible with the monomer over the full temperature range 
which has related to its melting point and the presence of additional hydroxyl functionality. This results 
in it being less available to take part in the initiation or to be selectively heat heated by microwave 
energy because it is not fully “liquefied”. This can be seen in the rapid increase in it dielectric properties 
upon exceeding its melting point. Finally, at 150 °C, PTOL was observed to be below its melting point, 
exhibit limited miscibility with the monomer and thus yielded a tanδ value an order of magnitude 
lower than both BzOH and TMP. This identified PTOL as being much less available to interact with 
the tin precatalyst and also more microwave transparent at the applied reaction temperature and thus 
much less likely to undergo selective heating and so is far less able to become fully solvated when MWH 
was adopted thus it will be less able to readily overcome the issues related to multi-ol initiation, such 
as chelation. However, as the MWH and CH reaction profiles showed that, regardless of the DP, both 
initiation and propagation periods were shorter when using MWH for TMP and PTOL (see Figure 2 
and Figure S3), it was concluded that the MWH was still achieving some level of selective heating 
within the reaction medium in all cases. 
Thus the physical properties of the initiator was concluded to be a major influence over the level 
of the induction period with both heating methods as the reaction progresses over the temperature 
range from room to the set reaction temperature. Thus, the influence of the MWH will be to raise the 
reaction temperature more quickly than the conventional system so that the initiator becomes more 
compatible more quickly. This rapid heating of the system has been attributed to the presence of the 
tin species in the system, as proposed by Irvine and co-workers, in reactions to produce linear polymers 
at 150 °C [34]. This work demonstrated that adding catalytic amounts of Sn(Oct)2 to a sample of 
monomer resulted in the system both reaching the target temperature more quickly and achieving a 
final bulk temperature that was 20 °C higher than the intended target when MWH used [34]. Therefore, 
it was concluded that selective heating of the tin species makes the most significant contribution to 
overcoming convection and dilution issues encountered with star polymer reductions even when the 
initiator material properties do not favour MWH. 
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Table 1. Results of CH & MWH ROP to Synthesise Hydrophobic Homopolymer Initiated by TMP, PTOL 
& Glycerol (G) with CL/Sn(Oct)2 ratio of 1:2.80 × 10−4 at 150 °C. 
Entry Initiator Target DP Heat Type Time (min) Mn(theo) (g·mol−1) Mn(GPC) a (g·mol−1) PDI a 
1 TMP 90 CH 150 10,300 6500 1.19 
2 TMP 90 MWH 90 10,300 6500 1.24 
3 TMP 21 CH 250 2400 1600 1.38 
4 TMP 21 MWH 190 2400 1600 1.43 
5 PTOL 88 CH 210 10,000 5100 1.21 
6 PTOL 88 MWH 170 10,000 5100 1.23 
7 PTOL 20 CH 390 2300 1100 1.58 
8 PTOL 20 MWH 250 2300 1100 1.63 
9 G 90 CH 45 10,300 13,500 1.37 
10 G 90 MWH 35 10,300 15,300 1.23 
11 G 21 CH 90 2400 6100 1.15 
12 G 21 MWH 60 2400 4000 1.23 
a Measured by GPC in THF (40 °C) using PS standards and corrected by applying the correction factor 
for PCL (0.56) [37]. 
The data in Table 1 showed that, in all cases, polymers with similar chain length and PDI’s were 
synthesised using both heating methods. However, the observed chain lengths were noted to be 
shorter than theoretically expected. This was attributed to two factors: (1) chain length determination 
for star polymers is inacc rate because th ir hydrodynamic volumes are different from that of the linear 
GPC standards [38] and (2) ROP reactions using this control system can undergo transesterifications 
at high conversion  [39]. However, when this MWH dat  were compared to the reported data for 
linear polymers synthesised using BzOH as initiator [34], it was observed that the star polymers 
required significantly longer reaction times (for DP = 90: linear = 20, 3-arm = 90, 4-arm = 170 min) but 
the low PDI’s of the resultant polymers coupled, with the observation that all the GPC spectra contained 
monomodal distributions (Figure S1), indicated good polymerisation control had been achieved. 
Meanwhile, the application of MWH had decreased the reaction time required to synthesise both DP 
90 and DP 21 materials to >95% conversion (compare Table 1, entries 1 & 2 and 3 & 4). Thus, MWH and 
CH kinetic experiments were conducted (see Figure 2) to define the root cause of the longer cycle times. 
 
Figure 2. Comparison of TMP initiate ROP kinetics using CH () & MWH ) at 150 °C and target 
DP 90 (left) and 21 (right). 
As with linear ROP reactions conducted using this system the kinetic pathway was shown to 
exhibit two stages: (a) an ind ction period, which represents the combin tio  f rmation of the true 
catalyst by reaction f the Sn(Oct)2 with the initiator and th  ini iation with the first monomer unit
and (b) the propagatio  st ge. In all cases the propagati n stage of the polymerisati  was obs ved 
gainst temp rature for TMP demonstrating the
influence of the melting transition on dielectric properties.
BzOH w s well above its melting point at i the ra ge from room temp rature to the set reaction
temperatur 150 ˝C) and very miscibl with the organic m er of choice, thus is able to i teract
with both the incident energy and the Sn precatalyst. However, whilst the TMP is also well above
its melting point at 150 ˝C, it was observed to be less miscible with the monomer over the full
temperature range which has related to its melting point and th presenc of additional hydroxyl
functionality. This results in it being less available to take part in the initiation or to be selectively heat
heated by microwave energy because it is not fully “liquefied”. This can be seen in the rapid increase
in it dielectric properties upon exceeding its melting point. Finally, at 150 ˝C, PTOL was observed
to be b low its melting point, xhibit limited mi cibility with the monomer and thus yiel ed a tanδ
value an order of mag itude lower than both BzOH and TMP. This id ntified PTOL as being much
less av il ble to interact with the tin precatalyst and also more microwave transparent at the applied
reaction temperature and thus much less likely to undergo selective heating and so is far less able
to become fully solvated when MWH was adopted thus it will be less able to readily overcome the
issues related to multi-ol initiation, such as chelation. However, s the MWH and CH r action profiles
showed that, regardless of the DP, both initiation and propagation periods were shorter when using
MWH for TMP and PTOL (see Figure 2 and Figure S3), it was concluded that the MWH was still
achieving some level of selective heating within the reaction medium in all cas s.
Thus th physical properties f the i itiator was conclud d to be major influen e over the level
of the induction period with both heating methods a the reaction p ogr sses over the t mperature
range from room to the set reaction temperature. Thus, th influ nce of the MWH will be to raise the
reaction temperat r more quickly than the conv ntion l yste so that the i itiator becomes more
compatibl more quickly. This rapid heati g of the system has been attribut d to the presence of
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the tin species in the system, as proposed by Irvine and co-workers, in reactions to produce linear
polymers at 150 ˝C [34]. This work demonstrated that adding catalytic amounts of Sn(Oct)2 to a
sample of monomer resulted in the system both reaching the target temperature more quickly and
achieving a final bulk temperature that was 20 ˝C higher than the intended target when MWH
used [34]. Therefore, it was concluded that selective heating of the tin species makes the most
significant contribution to overcoming convection and dilution issues encountered with star polymer
reductions even when the initiator material properties do not favour MWH.
To investigate this physical form hypothesis further, the use of liquid multi-ol initiators was
investigated. This should enhance both the initiator’s miscibility of the initiator in the monomer
and susceptibility to microwave selective heating. Initially a ROP synthesis to form 3-arm star PCL
hydrophobic homo-polymer was performed using G as the initiator. G exhibits both liquid physical
form at room temperature and contained similar central hydrocarbyl section of the core structure to
TMP, so its use would further probe if the elongated induction periods with TMP/PTOL were more
influenced by the physical/dielectric properties of the initiator, see Table 1, entries 9–12 and Figure 4a.
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Figure 4. Comparison of G (a) and Glycerol Ethoxylate (GE) (b) initiated ROP the kinetics using CH  
(■) and MWH () (150 °C, DP90). 
All the ROP’s using G as the liquid physical form initiator gave both shorter induction and 
overall reaction times compared to those exhibiting solid form, e.g., for the CH reaction these times 
were 30 and 40 min respectively. This supported the conclusion that the physical form of the initiator 
has a large influence over the induction period observed and thus total cycle time required to complete 
the ROP. Furthermore, the cycle times of the G based MWH ROPs were significantly shorter than for 
the CH equivalents (i.e., >10 min), supporting the conclusion that the MWH reductions are related to 
the selective heating of the tin species and the availability of the initiator because the tanδ of G is very 
similar to TMP. 
The investigation of the influence of initiator physical form was then extended to include the 
synthesis of star-shaped polymers using liquid initiators which were the ethoxylated equivalents of 
TMP, PTOL, and G; i.e., trimethylolpropane ethoxylate (TMPE), pentaerythritol ethoxylate (PTOLE) 
and glycrol ethoxylate (GE). These contain partially polymerised arms consisting of a low number 
(i.e., 3–4 units) poly(ethylene glycol) (PEG) repeat units on each arm of a TMP, PTOL and G core.  
The addition of the ethoxylate chain ensures that these initiators now exhibit liquid physical form. 
Furthermore, their use will result in the synthesis of amphiphilic core corona star polymers with a 
hydrophilic core (PEG) and a hydrophobic outer corona (PCL). The molecular structures of these 
species are represented in Scheme 1b (TMPE) and Scheme S2 ESI (PTOLE). It was proposed that the 
adoption of these liquid initiators would both reduce the influence of the initiator’s physical  
form/miscibility upon the initiation period and reduce the level of steric crowding by increasing both 
flexibility in the initiator’s structures and the intermolecular distance between the hydroxyl 
functional groups. The results from these reactions are summarised in Table 3. 
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Table 1. Results of CH & MWH ROP to Synthesise Hydrophobic Homopolymer Initiated by TMP, PTOL 
& Glycerol (G) with CL/Sn(Oct)2 ratio of 1:2.80 × 10−4 at 150 °C. 
Entry Initiator Target DP Heat Type Time (min) Mn(theo) (g·mol−1) Mn(GPC) a (g·mol−1) PDI a 
1 TMP 90 CH 150 10,300 6500 1.19 
2 TMP 90 MWH 90 10,300 6500 1.24 
3 TMP 21 CH 250 2400 1600 1.38 
4 TMP 21 MWH 190 2400 1600 1.43 
5 PTOL 88 CH 210 10,000 5100 1.21 
6 PTOL 88 MWH 170 10,000 5100 1.23 
7 PTOL 20 CH 390 2300 1100 1.58 
8 PTOL 20 MWH 250 2300 1100 1.63 
9 G 90 CH 45 10,300 13,500 1.37 
10 G 90 MWH 35 10,300 15,300 1.23 
11 G 21 CH 90 2400 6100 1.15 
12 G 21 MWH 60 2400 4000 1.23 
a Measured by GPC in THF (40 °C) using PS standards and corrected by applying the correction factor 
for PCL (0.56) [37]. 
The data in Table 1 showed that, in all cases, polymers with similar chain length and PDI’s were 
synthesised using both heating methods. However, the observed chain lengths were noted to be 
shorter than theoretically expected. This was attributed to two factors: (1) chain length determination 
for star polymers is inaccurate because their hydrodynamic volumes are different from that of the linear 
GPC standards [38] and (2) ROP reactions using this control system can undergo transesterifications 
at high conversions [39]. However, when this MWH data were compared to the reported data for 
linear polymers synthesised using BzOH as initiator [34], it was observed that the star polymers 
required significantly longer reaction times (for DP = 90: linear = 20, 3-arm = 90, 4-arm = 170 min) but 
the low PDI’s of the resultant polymers coupled, with the observation that all t e GPC spectra contained 
monomodal distributions (Figure S1), indicated good polymerisation control had been achieved. 
Meanwhile, the application of MWH had decreased the reaction time required to synthesise both DP 
90 and DP 21 materials to >95% conversion (compare Table 1, entries 1 & 2 and 3 & 4). Thus, MWH and 
CH kinetic experiments were conducted (see Figure 2) to define the root cause of the longer cycle times. 
 
Figure 2. Comparison of TMP initiated ROP kinetics using CH () & MW  ) at 150 °C and target 
DP 90 (left) and 21 (right). 
As with linear ROP reactions conducted using this syst m the kin ti  pathway was shown to 
exhibit two stages: (a) an induction period, which represents the co bination formation of the t ue 
catalyst by reaction of the Sn(Oct)2 with the initiator nd the initiation with the f rst monomer unit 
and (b) the propagation stage. In all cases the propagation stage of the polymerisation wa bserv d 
(150 ˝ , DP90).
All the ROP’s using G as the liquid p ysical f rm initiator gave both shorter induction and
ov rall reaction times co pared to hose xhibiting solid form, e.g., f r the CH eaction these times
were 30 and 40 min respectively. This supported the conclusion that the physical form of the
initiator has a large influence over the induction period observed and thus total cycle time required to
compl te the ROP. Furthermore, the cycle times of the G bas d MWH ROPs wer significantly shorter
than for the CH equivalents (i.e., >10 min), supporting the conclusion that the MWH reductions are
related to the selective heating of the tin species and the availability of the initiator because the tanδ
of G is very imilar to TMP.
he investigation of th influence of initiator physical form was en extended to include the
synthesis of star-shap d polymers using liquid initiat rs which were the ethoxylated equivalents of
TMP, PTOL, and G; i.e., trimethylolpropane ethoxylate (TMPE), pentaerythritol ethoxylate (PTOLE)
and glycrol ethoxylate (GE). These contain partially polymerised arms consisting of a low number
(i.e., 3–4 units) poly(ethylene glycol) (PEG) repeat units on each arm f a TMP, PTOL and G core.
The addition of the ethoxylate chain ensures that these initiators ow exhibit liquid physical form.
Furthermore, their use will result in the synthesis of amphiphilic core corona star polymers with a
hydrophilic core (PEG) and a hydrophobic outer corona (PCL). The molecular structures of these
species are represented n Scheme 1b (TMPE) and Scheme S2 ESI (PTOLE). It was prop sed that
the adoption of the e liquid initiators would both reduce the influenc of the initiator’s physical
form/miscibility upon the initiation period and reduce the level of steric crowding by increasing both
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flexibility in the initiator’s structures and the intermolecular distance between the hydroxyl functional
groups. The results from these reactions are summarised in Table 3.
Table 3. Results for TMPE, PTOLE & GE initiated ROP to Synthesis Amphiphilic Core Corona Stars
using CH & MWH with CL/Sn(Oct)2 = 1:2.80 ˆ 10´4 at 150 ˝C.
Entry Initiator Target DP Heat Type Time
b
(min)
Mnptheoq
(g¨mol´1)
MnpGPCq a
(g¨mol´1) PDI
a
1 TMPE 90 CH 50 10,700 13,500 1.24
2 TMPE 90 MWH 50 10,700 13,600 1.21
3 TMPE 21 CH 60 2800 2300 1.33
4 TMPE 21 MWH 60 2800 2400 1.37
5 PTOLE 88 CH 60 10,500 14,400 1.27
6 PTOLE 88 MWH 60 10,500 14,800 1.30
7 GE 90 CH 50 11,300 12,300 1.31
8 GE 90 MWH 70 11,300 12,200 1.27
9 GE 21 CH 70 3400 2700 1.28
10 GE 21 MWH 70 3400 2600 1.32
a Measured by GPC in THF (40 ˝C) using PS standards and corrected by applying the correcting factor (0.56);
b All monomer conversions >95%.
The expected trends were observed from these reactions in that all the ethoxylated liquid
physical form initiators demonstrated shorter overall reaction times compared to when solid form
initiators were used. Whilst the comparison of the G and GE results showed that these were
completed in comparative times (compare Tables 1 and 3 and see Figure S4 ESI). This confirmed
the link between the initiator’s physical form and overall reaction time. Additionally, the effect of
changing the initiator’s molecular structure/physical form was observed to have the most significant
effect upon those reactions that were targeting the lower DP’s. For example, the cycle time for DP 21
TMPE reaction was observed to be reduced by approximately 80% compared to the TMP equivalent,
whilst the reduction was only around 60% for the same DP 90 ROP. However, in all the cases where
ethoxylated initiators were used the CH reactions appear to have a reached overall conversation prior
to the MWH reactions. Additional examinations of the kinetics of these polymerisations showed
different trends than the case of the non-ethoxylated hydrocarbyl initiators whether they were of solid
or liquid physical form, an example set of kinetic data for the TMPE reactions is shown in Figure 5.
Molecules 2015, 20, page–page 
8 
Table 3. Results for TMPE, PTOLE & GE initiated ROP to Synthesis Amphiphilic Core Corona Stars 
using CH & MWH with CL/Sn(Oct)2 = 1:2.80 × 10−4 at 150 °C. 
Entry Initiator Target DP Heat Type Time b (min) Mn(theo) (g·mol−1) Mn(GPC) a (g·mol−1) PDI a
1 TMPE 90 CH 50 10,700 13,500 1.24 
2 TMPE 90 MWH 50 10,700 13,600 1.21 
3 TMPE 21 CH 60 2800 2300 1.33 
4 TMPE 21 MWH 60 2800 2400 1.37 
5 PTOLE 88 CH 60 10,500 14,400 1.27 
6 PTOLE 88 MWH 60 10,500 14,800 1.30 
7 GE 90 CH 50 11,300 12,300 1.31 
8 GE 90 MWH 70 11,300 12,200 1.27 
9 GE 21 CH 70 3400 2700 1.28 
10 GE 21 MWH 70 3400 2600 1.32 
a Measured by GPC in THF (40 °C) using PS standards and corrected by applying the correcting factor 
(0.56); b All monomer conv rsion  >95%. 
The expected trends were observed from these reactions in that all the ethoxylated liquid physical 
form initiators demonstrated shorter overall reaction times compared to when solid form initiators 
were used. Whilst the comparison of the G and GE results showed that these were completed in 
comparativ  times (compare Tables 1 nd 3, and see Figure S4 ESI). This confirmed the link betw en 
the initiator’s physical form and overall reaction time. Additionally, the effect of c nging the initiator’s 
molecular structure/physical form was observed to have the most significant effect upon those 
reactions that were targeting the lower DP’s. For example, the cycle time for DP 21 TMPE reaction 
was observed to be reduced by approximately 80% compared to the TMP equivalent, whilst the 
reduction was only around 60% for the same DP 90 ROP. However, in all the cases where ethoxylated 
initiators were used the CH reactions appear to have a reached overall conversation prior to the 
MWH reactions. Additional examinations of the kinetics of these polymerisations showed different 
trends than the case of the non-ethoxylated hydrocarbyl initiators whether they were of solid or liquid 
physical form, an example set of kinetic data for the TMPE reactions is shown in Figure 5. 
 
Figure 5. Comparison of TMPE initiated ROP kinetics using CH () and MWH () (150 °C, DP 90 (a) 
and 21 (b)). 
Inspection of the kinetic plots showed that the induction periods of the TMPE and PTOLE the 
reactions had been significantly reduced compared to the TMP and PTOL equivalents Both MWH 
and CH TMPE experiments were noted to be significantly shorter than with TMP initiation, but the 
MWH reaction had been reduced to a greater extent than the CH cases (60 (DP 90)/90 (DP 21) min 
with MWH and 150 (DP 90)/180 (DP 21) with CH). MWH ROP induction periods with the ethoxylated 
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& Glycerol (G) with CL/Sn(Oct)2 ratio of 1:2.8  × 10−4 at 150 °C. 
Entry Initiator Target DP Heat Type Time (min) Mn(theo) (g·mol−1) Mn(GPC) a (g·mol−1) PDI a 
1 TMP 90 CH 150 10,300 6500 1.19 
2 TMP 90 MWH 90 10,300 6500 1.24 
3 TMP 21 CH 250 2400 1600 1.38 
4 TMP 21 MWH 190 2400 1600 1.43 
5 PTOL 88 CH 210 10,000 5100 1.21 
6 PTOL 88 MWH 170 10,000 51 1.2  
7 PTOL 20 CH 390 2300 1100 1.58 
8 PTOL 20 MWH 250 2300 1100 1.63 
9 G 90 CH 45 10,300 13,500 1.37 
10 G 90 MWH 35 10,300 15,300 1.23 
11 G 21 CH 90 2400 6100 1.15 
12 G 21 MWH 60 2400 4000 1.23 
a Measured by GPC in THF (40 °C) using PS standards and corrected by applying the correction factor 
for PCL (0.56) [37]. 
The data in Table 1 showed that, in all cases, polymers with similar chain length and PDI’s were 
synthesised using both heating methods. However, the observed chain lengths were noted to be 
shorter than theoretically expected. This was attributed to two factors: (1) chain length determination 
for star polymers is in ccurate because their hydrodynamic volumes are different from that of the lin ar 
GPC standards [38] and (2) ROP reactions using this control system can undergo transesterifications 
at high conversions [39]. However, when this MWH data were compared to the reported data for 
linear polymers synthesised using BzOH as initiator [34], it was observed that the star polymers 
required significantly longer reaction times (for DP = 90: linear = 20, 3-a m = 90, 4-arm = 170 min) b t 
the low PDI’s of the resulta t polymers couple , with the observation that all the GPC pectra co tained 
monomodal distributions (Figure S1), indicated good polymerisation control had been achieved. 
Meanwhile, the application of MWH had decreased the reaction time required to synthesise both DP 
90 and DP 21 materials to >95% conversion (compare Table 1, entries 1 & 2 and 3 & 4). Thus, MWH and 
CH kinetic experiments were conducted (see Figure 2) to define the root cause of the longer cycle times. 
 
Figure 2. C mparison of TMP initiated ROP kinetics using C  ) & MWH () at 150 °C and target 
DP 90 (left) and 21 (right). 
As with linear ROP reacti ns conducted using this system the kinetic pathway was shown to 
exhibit two stages: (a) an in uction period, which represents the combination formation f the true 
catalyst by reaction of th  Sn(Oct)2 with the initi tor and the initi tion with the first monomer unit 
and (b) the propagation stage. In all cases the propagation stage of the polymerisation was observed 
and MWH (
olecules 15, 20, e–page 
4 
Tabl  1. Results of CH & MWH ROP to Synthesise Hydrophobic Homopolymer Initiated by TMP, PTOL 
& Glycerol (G) with CL/Sn(Oc )2 ratio of 1:2.80 × 10−4 at 150 °C. 
Entry Initiator Target DP Heat Type Ti e (min) Mn(theo) (g·mol−1) Mn(GPC) a (g·mol−1) PDI a 
1 TMP 90 CH 150 10,300 6500 1.19 
2 TMP 90 MWH 90 10,300 6500 1.24 
3 TMP 21 CH 250 24  1600 1.38 
4 TMP 21 MWH 190 2400 1600 1.43 
5 PTOL 88 CH 210 10,000 5100 1.21 
6 PTOL 88 MWH 170 10,000 5100 1.23 
7 PTOL 20 CH 390 2300 1100 1.58 
8 PTOL 20 MWH 250 2300 1100 1.63 
9 G 90 CH 45 10,300 13,500 1.37 
10 G 90 MWH 35 10,300 15,300 1.23 
11 G 21 CH 90 2400 6100 1.15 
12 G 21 MWH 60 2400 4000 1.23 
a Measured by GPC in THF (40 °C) using PS stand r s and orrected by applying the orrection factor 
for PCL (0.56) [37]. 
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Inspection of the kinetic plots showed that the induction periods of the TMPE and PTOLE the
reactions had been significantly reduced compared to the TMP and PTOL equivalents Both MWH and
CH TMPE experiments were noted to be significantly shorter than with TMP initiation, but the MWH
reaction had been reduced to a greater extent than the CH cases (60 (DP 90)/90 (DP 21) min with
MWH and 150 (DP 90)/180 (DP 21) with CH). MWH ROP induction periods with the ethoxylated
TMPE and PTOLE initiators were always found to be typically 50%–60% shorter compared to the CH
equivalents. For example, when MWH was used with TMPE, the DP 90 and DP 21 IPs were 5 and
10 min respectively, whilst those using CH were 15 and 20 min. Similar trends were demonstrated
in PTOLE initiated reactions, where the IPs were reduced by a factor of approximately 4 for DP 90
and 5 for DP 21. In the case of the G/GE comparison it was observed that the CH induction time was
very similar as both initiators are liquid and miscible, however in the MWH the GE initiation was
slower than the G case. Thus this demonstrated that the steric environment and functional group
reactivity (G contains two more reactive primary hydroxyls and one less reactive secondary, whilst
GE has 3 primary) of these initiators in less important in governing the induction period than its
physical/dielectric properties which will determine its propensity for producing the true catalytic
species by reaction with the Sn(Oct)2.
The root cause behind the alignment in the MWH and CH overall cycle times (see Figure 5)
was also highlighted by these kinetic plots. They were shown to describe a different trend at
high conversion when compared to those of their non-ethoxylated equivalents. When utilising
hydrocarbyl initiators, the propagation rates as defined by the slope of the linear relationship when
plotting conversion against time, was always observed to be similar to that of the CH equivalents.
Meanwhile, with all the ethoxylated alternatives, whilst the induction and initial, low conversion
propagation stages of the reaction profiles were still faster with MWH. At higher conversion, the
MWH propagation rate was observed to reduce and move away from the ideal linear relationship
earlier than the CH cases. These observations suggested that the MWH polymerisation conducted
with ethoxylated precursors was also differentiated at higher conversion, not just during initiation.
The key molecular difference between the initiators under study was the presence/absence of
ethoxylate arms. However, it was thought unlikely that steric effects related to these small extended
arms on the initiator would affect either the polarisation (electromagnetic) or polymerisation
(chemical) mechanisms adopted at the high conversions. This is because the reaction centres will
be at the opposite end of the lengthy PCL chain by the time this difference was observed. Therefore,
this effect was attributed to changes in the extended macro-structure within the reaction mixture
resulting from the material properties of the amphiphilic core corona star polymers themselves.
The initial ethoxylate arms are hydrophilic in character and the PCL arms growing via ROP are
regarded as being hydrophobic. Hence, by growing the PCL arm extensions, a central hydrophilic
region is surrounded by a larger corona of hydrophobic polymer. It was proposed that this may
lead to either the generation of extended order within the reaction mixture. The most likely of
which was the development of “pseudo-micellar” behaviour by the amphiphilic star polymer, with
the PCL sections forming loops about the ethoxylate central core. As a result, the hydrophilic
hydroxyl dormant chain end prefers to locate itself within internal ethoxylate core of the “micelle”
and, as such, they are separated from the free monomer and Sn catalyst and will find increased
difficulty in achieving propagation. This conclusion was supported by inspection of the temperature
profiles of the ethoxylate polymerisations. These showed that the temperature of the MWH reactions
dropped at higher conversion whilst the CH did not. This supported by the proposal that the
MWH systems are affected more than CH in this region by the evolution of the core corona star
structure. It indicated that the differences in reaction kinetics achieved by selective MWH heating
of the Sn species is more difficult to achieve with these core-corona structures. This was linked to
the increased molecular interaction/structure resulting in both partitioning of the reagents and/or a
reduced ability/efficiency of the dipoles to interact with the incident microwave energy [40–43]. The
observation that the ROP synthesis using GE as initiator exhibited the same trend both supported
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the conclusion that this effect was not related to the change from in initiator physical form/dielectric
properties and therefore that the extended structure hypothesis was valid.
Thus, whilst the use of ethoxylated, amphiphilic initiators had been successfully shown to
produce well controlled, amphiphilic core corona star polymers containing a hydophilic core and
a hydrophobic outer shell, no overall cycle time advantage was gained from applying MWH alone.
Rather, the best strategy to improve the CT of such amphiphilic stars was proposed to be where the
ROP is initiated using MWH and completed using CH. Such a reaction was conducted and noted to
reduce the overall CT from 70 to 50 min. Additionally, the fact that these kinetic pathway differences
were found to be consistent with all non-ethoxylated and ethoxylated initiators despite the physical
form, steric environment or functional group reactivity, supported the conclusion that this change in
MWH propagation rate was primarily related to the macro-structuring in the reaction medium. This
takes effect as the molecular size of the hydrophobic corona increases producing a PCL segment long
enough to create a loop back to the core.
Finally, experiments were conducted with an increased concentration of tin precatalyst to define
if this alteration would overcome the catalyst partitioning problems proposed to exist in the “micelle
segregated” systems in the amphiphilic core corona stars systems. These experiments attempted
to further reduce the induction time and increase the high concentration propagation rate of core
corona star MWH synthesis by overcoming the partitioning by increasing the level of selective heating
achieved in the MWH systems. Consequently, the catalyst loading was increased by an order of
magnitude (CL/Sn(Oct)2 = 1:2.87 ˆ 10´3) and kinetic studies were performed targeting a DP = 90,
see Figure 6.
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aligned overall cycle time. Therefore, it was concluded that the greater quantity of selectively heated 
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Table 1. Results of CH & MWH ROP to Synthesise Hydrophobic Homopolymer Initiated by TMP, PTOL 
& Glycerol (G) with CL/Sn(Oct)2 ratio of 1:2.80 × 10−4 at 150 °C. 
Entry Initiator Target DP Heat Type Time (min) Mn(theo) (g·mol−1) Mn(GPC) a (g·mol−1) PDI a 
1 TMP 90 CH 150 10,300 6500 1.19 
2 TMP 90 MWH 90 10,300 6500 1.24 
3 TMP 21 CH 250 2400 1600 1.38 
4 TMP 21 MWH 190 2400 1600 1.43 
5 PTOL 88 CH 210 10,000 5100 1.21 
6 PTOL 88 MWH 170 10,000 5100 1.23 
7 PTOL 20 CH 390 2300 1100 1.58 
8 PTOL 20 MWH 250 2300 1100 1.63 
9 G 90 CH 45 10,300 13,500 1.37 
10 G 90 MWH 35 10,300 15,300 1.23 
11 G 21 CH 90 2400 6100 1.15 
12 G 21 MWH 60 2400 4000 1.23 
a Measur d by GPC in THF (40 °C) usi g PS standar s and corrected by applying the correction factor 
for PCL (0.56) [37]. 
The data in Table 1 showed that, in all cases, polymers with similar chain length and PDI’s were 
synthesised using both heating methods. However, th  observed chain lengths were noted to be 
shorter than theoretically expected. This was attributed to two factors: (1) chain length determination 
for star polymers is inaccurate because their hydrodynamic volumes are different from that of the linear 
GPC standards [38] and (2) ROP reactions using this control system can undergo transesterifications 
at high conversions [39]. However, when this MWH data were compared to the reported data for 
linear polymers sy thesi ed using BzOH as initiator [34], i  was observed that the star polymers 
required significantly longer reaction times (for DP = 90: linear = 20, 3-arm = 90, 4-arm = 170 min) but 
the low PDI’s of the resultant polymers coupled, with the observation that all the GPC spectra contained 
monomodal distributions (Figure S1), indicated good polymerisation control had been achieved. 
Meanwhile, the application of MWH had decreased the reaction time required to synthesise both DP 
90 and DP 21 materials to >95% conversion (compare Table 1, entries 1 & 2 and 3 & 4). Thus, MWH and 
CH kinetic experiments were conducted (see Figure 2) to define the root cause of the longer cycle times. 
 
Figure 2. Comparison of TMP in tiated ROP ki etics using CH ) & MWH () at 150 °C and target 
DP 90 (left) and 21 (right). 
As with linear ROP reactions conducted using this system the kinetic pathway was shown to 
exhibit two stages: (a) an induction period, which represents the combination formation of the true 
catalyst by reaction of the Sn(Oct)2 with the initiator and the initiation with the first monomer unit 
and (b) the propagation stage. In all cases the propagation stage of the polymerisation was observed 
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Comparison of t e plots in Figure 6 w th Figure 5, s ow d that t increase in tin co centration
had produced overall reaction time reductions (MWH = 50 to 5 min and CH = 40 to 8 min), as
would be expected due to the higher tin concentration from literature reports [34]. Furthermore,
the MWH profile was found to no longer drop behind the CH profile at higher conversions and so
gave an aligned overall cycle time. Therefore, it was concluded that the greater quantity of selectively
heated tin moieties has overcome any reaction medium/molecular structure induced retardation of
the polymerisation rate. This supports the hypothesis that the retardation effects reported at the
lower catalyst concentrations are related to partitioning/diffusion issues that have been rectified by
increasing the availability of the selectively heated species. Additionally, because single and narrow
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distribution GPC spectra were again observed for the product polymers obtained from these higher
catalyst formulations, these experiments also indicated that both hydrophobic and core corona stars
could be synthesised in a reaction time between 2 and 20 min (Figure S5, ESI). A more detailed
investigation of the structures produced by the two heating methods and different reaction times
and initiator types is currently under way and will be the subject of a subsequent literature report.
3. Experimental Section
3.1. Materials
All chemicals were used as received without further purification. ε-caprolactone (99%) was
purchased from Acros (Geel, Belgium). Karl-Fisher titration determined its water content to be
67 ppm. Tin 2-ethylhexanoate (96%), pentaerythritol (98%), glycerol (99.5%), glycerol ethoxylate
(~1000 Da), pentaeryhtitol ethoxylate (~270 Da) and trimethylolpropane ethoxylate (~450 Da) were
purchased from Sigma-Aldrich (Dorset, UK) and tmethylolpropane (98%) was purchased from Alfa
Aesar (Lancashire, UK).
3.2. Characterization—Nuclear Magnetic Resonance (NMR) Analysis
1H-NMR spectra (300 MHz) were recorded in CDCl3 using a DPX-300 spectrometer (Bruker,
Ettlingen, Germany) for kinetic/non-precipitated samples and a 400 MHz Bruker DPX-400
spectrometer for purified polymers. Chemical shifts are reported relative to SiMe4 and were
determined by reference to the residual 1H solvent peak. Number-average Mwt (Mn) was determined
by end-group analysis by comparison of the measured integrals of the methylene proton resonance
adjacent to the carbonyl group (δ = 4.1 ppm) and that of the methylene proton of the initiator
fragment located at the centre of the star (in linear polymers this benzyl ester end-group resonance
is ~δ = 5.1 ppm). Monomer conversion was determined by comparing the integral of the proton
resonance of the methylene moiety adjacent to oxygen of the carbonyl group for both the monomer
(-CH2OCO-, δ = 4.24 ppm) and polymer (-CH2OCO-, δ = 4.07 ppm).
3.3. Gel Permeation Chromatograph (GPC) Analysis
GPC was performed on a GPC-120 instrument (Polymer Labs, Stretton, UK) equipped with a
PLgel 5 mm guard column and two 30 cm PolarGel-M columns in series coupled with a refractive
index detector. The samples used HPLC grade THF as the mobile phase at a flow of 1.0 cm3¨min´1,
and were performed at 40 ˝C and typically took 24.5 min. The GPC calibrated using poly(styrene) (PS)
standards ranging from 580 to 377,400 g¨mol´1. All GPC equipment and standards were supplied by
Polymer Labs. GPC data were analysed using the Cirrus GPC Offline software package (3.0, Marlow,
UK). Typically, a polymer solution of 7 mg/mL PCL in HPLC grade THF was prepared, and filtered
through a 0.2 µm sieve into a GPC vial in preparation for analysis. For the direct assessment of the
product Mwt, samples were precipitated in MeOH prior to GPC analysis. For kinetic experiments,
samples of the crude polymerisation mixture were diluted to the appropriate concentration, filtered
and injected without further purification. A correction factor of 0.56 was applied to the final Mwt
predictions to allow for the differences in the hydrodynamic volumes of the sample and standard
polymers [37,44,45].
3.4. Dielectric Property Analysis
The response of a material to microwaves can be quantified by the dielectric properties of
that material. In this study these properties were measured in order to develop understanding
of the interaction between microwave energy and the materials within each component in the
reaction mixture. The dielectric properties are related to the complex permittivity, ε*, which is a
combination of the real and imaginary parts. The real part is known as the dielectric constant, ε’,
and is related to the ability of a material to be polarised and store electromagnetic energy through
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polarisation. The imaginary part is termed the dielectric loss factor, ε”, which expresses the ability
of that material to convert the stored electromagnetic energy to heat. The loss tangent (tanδ) is
defined as the ratio of dielectric loss and dielectric constant, which can be used to quantify the
extent to which a material heats in an applied microwave field [46–48]. The dielectric properties
of the polymerisation components were determined using both cavity perturbation and open-ended
coaxial probe techniques as described in previous publications [40,41]. Both techniques were used
to assess the dependence of the component’s dielectric properties on temperature and frequency.
The cavity perturbation technique is only suited for low loss materials [49]. The open-ended coaxial
probe technique is a versatile method that can produce measurements across a swept frequency range
(100 MHz to 20 GHz) and is best suited for medium to higher loss materials [43,48–50].
3.5. Typical Synthetic Polymerisation Procedures
All polymerisations were conducted in bulk. For a target DP of 90, CL (90 equivalents) and the
appropriate initiator (1 equivalents) were introduced into a flask. Sn(Oct)2 catalyst (either 0.05 g or
0.51 g of a 4.98 ˆ 10´1 g/mL stock solution for low and high tin concentrations respectively) was
then added via syringe to form a CL/Sn(Oct)2 ratio of either 1:2.80 ˆ 10´4 or 1:2.87 ˆ 10´3. The
flask was then equipped with a magnetic stirrer bar, sealed and heated for the set reaction time at
150 ˝C by either a pre-heated oil bath or a microwave reactor (CEM Discover SP microwave reactor,
Matthews, NC, USA) maximum output power of 300 W, operating at a frequency of 2450 MHz).
Reaction temperatures were assessed and controlled by a direct measurement of the reaction bulk via
a fibre optic probe inserted into the reaction medium. Other DP’s were obtained by following the
same method and adjusting the monomer to initiator ratio accordingly. Synthetic kinetic experiments
involved taking sequential samples for analysis at set time periods throughout the reaction to follow
polymerisation progress with time in terms of conversion, Mwt and PDI.
4. Conclusions
This paper has demonstrated that the synthesis of both high quality (i.e., close to target Mwt
and low PDI) 3- and 4-arm hydrophobic homo-polymer and amphiphilic core corona star polymers
can be achieved via controlled ROP using Sn(Oct)2 and multi-ol initiators. It has demonstrated
that the key factor that results in the elongation of reaction times in star polymer synthesis, when
compared to equivalent linear polymerisations, is a significant lengthening of the reaction induction
time. Furthermore, the primary factor that determines the length of the induction time are the
physical/dielectric properties of the initiator used because this determines the availability of the
initiating species to undergo the “in-situ” formation of the true catalytic species with the Sn(Oct)2
precursor. This was observed to excerpt far greater influence over the induction times exhibited
than the reactivity or steric environment of the hydroxyl groups on the initiator. Consequently, by
ensuing the initiators used are of liquid physical form and/or highly miscible with the monomer of
choice, the cycle time required to produce these star species can be reduced from several hours to
several minutes.
When comparing the use of microwave and conventional heating methods. All the ROPs to form
hydrophobic stars were observed to require less reaction time when conducted with MWH. This was
observed to be primarily due to a significant further reduction in the induction period attributed to
the selective heating the tin containing reaction components. This resulted in the reaction temperature
being reached more rapidly and the “in-situ” catalyst formation occurring at a higher rate than the
CH equivalents, as has been reported in similar linear polymerisations because the tin species are
hotter locally than is predicted by the bulk temperature measurement.
In the case of the amphiphilic core corona stars, at the lower tin concentrations, the MWH
reactions exhibited a shorter induction time but an overall cycle time that was similar to or longer
than the CH methods. This was determined to be due to the MWH reactions exhibiting a slower
propagation rate that the CH ROPs with these initiators, particularly at higher conversions. The
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slower/reduction of the propagation rate at high conversion was attributed to macro structuring
in the reaction medium as the corona builds in size. This macro-structuring leads to a portion
of the dormant, hydrophilic hydroxyl-terminated chain being located within the hydrophilic core
once the PCL arm is long enough to create a loop back to the core. Thus it becomes partitioned
away from the available Sn species and the monomer. This macro-structuring therefore reduced the
positive attributes of MWH selective heating of the tin species by isolating the hydroxyl chain end
reducing its availability for reaction. By comparison the more “random” bulk convection heating
mechanisms of CH will introduce convection currents that help disrupt this macro ordering, and so
it does not exhibit a propagation rate reduction at high conversion. Therefore, it was concluded that
(a) macrostructure within the reaction medium can influence the efficiency of which MWH selective
heating can influence chemical transformation; and (b) the best heating strategy for fast synthesis of
core corona stars at low Sn concentrations was through initiation by MWH and propagation by CH.
This conclusion was supported by the application of higher tin concentrations which overcame the
partitioning problems by increasing the concentration of tin species and so the influence of MWH
selective heating within the amphiphilic ROPs. This resulted in reduced cycle times for MWH ROPs
because not reduction in propagation rate was observed at higher conversions. This confirmed
conclusions made in earlier publications about the need to achieve critical concentrations of selective
heating species within systems to ensure that a differentiated microwave effect is achieved [34].
Supplementary Materials: Supplementary materials can be accessed at: http://www.mdpi.com/1420-3049/
20/11/19681/s1.
Acknowledgments: We would like to thank the University of Nottingham’s Inter-campus PhD scholarship grant
(ED) and EPSRC (BENcH EP/J017272/1-FH) for funding the work detailed in this study.
Author Contributions: Derek J. Irvine, Nam T. Nguyen and Frédéric Hild conceived and designed the
experiments; Eileen Deng, Nam T. Nguyen, Frédéric Hild performed the experiments; Georgios Dimitrakis,
Samuel W. Kingman provided the interpretation of the dielectric data; Ian E. Hamilton contributed in the safe
design and construction of the microwave apparatus; Phei-Li Lau contributed to the design of the experiments
and to the supervision of Eileen Deng; Derek J. Irvine, Nam T. Nguyen and Frédéric Hild wrote the paper.
Conflicts of Interest: The authors declare no conflict of interest.
References
1. Labet, M.; Thielemans, W. Synthesis of polycaprolactone: A review. Chem. Soc. Rev. 2009, 38, 3484–3504.
[CrossRef] [PubMed]
2. Geyer, A.; Scapolo, F.; Boden, M.; Döry, T.; Ducatel, K. The Future of Manufacturing in Europe 2015–2020. The
Challenge for Sustainability; IPTS Technical Report Series; Joint Research Centre: Brussels, Belgium, 2003.
3. Lindblad, M.S.; Liu, Y.; Albertsson, A.-C.; Ranucci, E.; Karlsson, S. Polymers from renewable resources.
Adv. Polym. Sci. 2002, 157, 139–161.
4. Vert, M. Aliphatic polyesters: Great degradable polymers that cannot do everything. Biomacromolecules
2005, 6, 538–546. [CrossRef] [PubMed]
5. Nair, L.S.; Laurencin, C.T. Biodegradable polymers as biomaterials. Prog. Polym. Sci. 2007, 32, 762–798.
[CrossRef]
6. Shanbhag, S. Analytical rheology of polymer melts: State of the art. ISRN Mater. Sci. 2012, 2012. [CrossRef]
7. Goering, B.K. Stereoselective Additions to Polysubstituted Cyclopentenes: New Synthetic Approaches to
Allosamizoline, Trehazolin, and Other Aminocyclopentitols. Ph.D. Thesis, Cornell University, Ithaca, NY,
USA, 1995.
8. O’Keefe, B.J.; Hillmeyer, M.A.; Tolman, W.B. Polymerization of lactide and related cyclic esters by discrete
metal complexes. J. Chem. Soc. Dalton Trans. 2001. [CrossRef]
9. Dechy-Cabaret, O.; Martin-Vaca, B.; Bourissou, D. Controlled ring-opening polymerization of lactide and
glycolide. Chem. Rev. 2004, 104, 6147–6176. [CrossRef] [PubMed]
10. Wu, J.; Yu, T.-L.; Chen, C.-T.; Lin, C.-C. Recent developments in main group metal complexes
catalyzed/initiated polymerization of lactides and related cyclic esters. Coord. Chem. Rev. 2006, 250,
602–626. [CrossRef]
20143
Molecules 2015, 20, 20131–20145
11. Dove, A.P. Controlled ring-opening polymerisation of cyclic esters: Polymer blocks in self-assembled
nanostructures. Chem. Commun. 2008. [CrossRef] [PubMed]
12. Platel, R.H.; Hodgson, L.M.; Williams, C.K. Biocompatible initiators for lactide polymerization. Polym. Rev.
2008, 48, 11–63. [CrossRef]
13. Thomas, C.M. Stereocontrolled ring-opening polymerization of cyclic esters: Synthesis of new polyesters
microstructures. Chem. Soc. Rev. 2010, 39, 165–173. [CrossRef] [PubMed]
14. Arbaoui, A.; Redshaw, C. Metal catalysts for ε-caprolactone polymerisation. Polym. Chem. 2010, 1, 801–826.
[CrossRef]
15. Buffet, J.-C.; Okuda, J. Initiators for the stereoselective ring-opening polymerisation of meso-lactide. Polym.
Chem. 2011, 2, 2758–2763. [CrossRef]
16. Hill, G.T.H.; Irvine, D.J.; Thurecht, K.J.; Botting, C.H.; Williamson, S.; Cole-Hamilton, D.J. Preparation of
sodium-capped poly(lactic acid) oligomers by catalytic initiation with a sodium α-, β-, or γ-hydroxyacid.
Macromolecules 2010, 43, 185–192. [CrossRef]
17. Buchanan, J.G.; Sable, H.Z. Selective Organic Transformations; Thyagarajan, B.S., Ed.; Wiley-Interscience:
New York, NY, USA, 1972; pp. 1–95.
18. Cameron, D.J.A.; Shaver, M.P. Aliphatic polyester polymer stars: Synthesis, properties and applications in
biomedicine and nanotechnology. Chem. Soc. Rev. 2011, 40, 1761–1776. [CrossRef] [PubMed]
19. Inoue, K. Functional dendrimers, hyperbranched and star polymers. Prog. Polym. Sci. 2000, 25, 453–571.
[CrossRef]
20. Kim, S.H.; Kim, Y.H.; Han, Y.-K.; Hong, S.I. Multifunctional initiation of lactide polymerization by stannous
octanoate/pentaerythritol. Makromol. Chem. 1992, 193, 1623–1631. [CrossRef]
21. Kim, S.H.; Kim, Y.H.; Han, Y.-K.; Ahn, K.-D.; Chang, T. Preparation of star-shaped polylactide with
pentaerythritol and stannous octanoate. Makromol. Chem. 1993, 194, 3229–3236. [CrossRef]
22. Arvanitoyannis, I.; Nakayama, A.; Kawasaki, N.; Yamamoto, N. Novel polylactides with aminopropanediol
or aminohydroxymethylpropanediol using stannous octanoate as catalyst; synthesis, characterization and
study of their biodegradability: 2. Polymer 1995, 36, 2271–2279. [CrossRef]
23. Trollsås, M.; Hedrick, J.L. Dendrimer-like star polymers. J. Am. Chem. Soc. 1998, 120, 4644–4651. [CrossRef]
24. Knischka, R.; Lutz, P.J.; Sunder, A.; Mülhaupt, R.; Frey, H. Functional (poly(ethylene oxide) multiarm
star polymers: Core-first synthesis using hyperbranched polyglycerol initiators. Macromolecules 1999, 33,
315–320. [CrossRef]
25. Dong, C.-M.; Qiu, K.-Y.; Gu, Z.-W.; Feng, X.-D. Synthesis of star-shaped poly(ε-caprolactone)-b-poly(dl-lactic
acid-alt-glycolic acid) with multifunctional initiators and stannous octanoate catalyst. Macromolecules 2001,
34, 4691–4696. [CrossRef]
26. Dong, C.-M.; Qiu, K.-Y.; Gu, Z.-W.; Feng, X.-D. Synthesis of star-shaped poly(D,L-lactic acid-alt-glycolic
acid) with multifunctional initiator and SnOct2 catalyst. Polymer 2001, 42, 6891–6896. [CrossRef]
27. Sanda, F.; Sanada, H.; Shibasaki, Y.; Endo, T. Star polymer synthesis from ε-caprolactone utilizing
polyol/protonic acid initiator. Macromolecules 2001, 35, 680–683. [CrossRef]
28. Kricheldorf, H.R.; Ahrensdorf, K.; Rost, S. Polylactones, 68. Macromol. Chem. Phys. 2004, 205, 1602–1610.
[CrossRef]
29. Kricheldorf, H.R.; Fechner, B. Polylactones. LVIII. Star-shaped polylactones with functional end groups via
ring-expansion polymerization with a spiroinitiator. J. Polym. Sci. Part A Polym. Chem. 2002, 40, 1047–1057.
[CrossRef]
30. Kricheldorf, H.R.; Fechner, B. Polylactones. 59. Biodegradable networks via ring-expansion polymerization
of lactones and lactides with a spirocyclic tin initiator. Biomacromolecules 2002, 3, 691–695. [CrossRef]
[PubMed]
31. Korich, A.L.; Walker, A.R.; Hincke, C.; Stevens, C.; Iovine, P.M. Synthesis, characterization and star polymer
assembly of boronic acid end-functionalized polycaprolactone. J. Polym. Sci. Part A Polym. Chem. 2010, 48,
5767–5774. [CrossRef]
32. Theiler, S.; Mela, P.; Diamantouros, S.E.; Jockenhoevel, S.; Keul, H.; Möller, M. Cell cultures in
Microsystems: Biocompatibility aspects. Biotechnol. Bioeng. 2011, 108, 694–703. [CrossRef] [PubMed]
33. Buzza, D.M.A.; Fzea, A.H.; Allgaier, J.B.; Young, R.N.; Hawkins, R.J.; Hamley, I.W.; McLeish, T.C.B.;
Lodge, T.P. Linear melt rheology and small-angle X-ray scattering of AB diblocks vs. A2B2 four arm star
block copolymers. Macromolecules 2000, 33, 8399–8414. [CrossRef]
20144
Molecules 2015, 20, 20131–20145
34. Nguyen, N.T.; Greenhalgh, E.; Kamaruddin, M.J.; El Harfi, J.; Carmicheal, K.; Dimitrakis, G.A.;
Kingman, S.W.; Robinson, J.P.; Irvine, D.J. Understanding the acceleration in the ring-opening of lactones
delivered by microwave heating. Tetrahedron 2014, 70, 996–1003. [CrossRef]
35. Bansal, A.; Ray, S.S.; Chaterjee, A.K. Expanded corn starch a novel material as macroinitiator/solid support
in SI and AGET ATRP: GMA polymerisation. J. Polym. Res. 2015, 22, 23. [CrossRef]
36. Adlington, K.; Jones, G.J.; El Harfi, J.; Dimitrakis, G.; Smith, A.; Kingman, S.W.; Robinson, J.P.; Irvine, D.J.
Mechanistic investigation into the accelerated synthesis of methacrylate oligomers via the application
of catalytic chain transfer polymerization and selective microwave heating. Macromolecules 2013, 46,
3922–3930. [CrossRef]
37. Save, M.; Schappacher, M.; Soum, A. Controlled ring-opening polymerization of lactones and lactides
initiated by lanthanum isopropoxide, 1. General aspects and kinetics. Macromol. Chem. Phys. 2002, 203,
889–899. [CrossRef]
38. Kamaruddin, M.J.; El Harfi, J.; Dimitrakis, G.A.; Nguyen, N.T.; Kingman, S.W.; Lester, E.; Robinson, J.P.;
Irvine, D.J. Continuous direct on-line reaction monitoring of a controlled polymerisation via dielectric
measurement. Green Chem. 2011, 13, 1147–1151. [CrossRef]
39. Kamaruddin, M.J.; Nguyen, N.T.; Dimitrakis, G.A.; El Harfi, J.; Binner, E.R.; Kingman, S.W.; Lester, E.;
Robinson, J.P.; Irvine, D.J. Continuous and direct “in situ” reaction monitoring of chemical reaction via
dielectric property measurement: Controlled polymerisation. RSC Adv. 2014, 4, 5709–5717. [CrossRef]
40. Smith, A.D.; Lester, E.; Thurecht, K.J.; El Harfi, J.; Dimitrakis, G.; Kingman, S.W.; Robinson, J.P.; Irvine, D.J.
Dielectric properties of free-radical polymerization: Molecularly symmetrical initiators during thermal
decomposition. Ind. Eng. Chem. Res. 2010, 49, 1703–1710. [CrossRef]
41. Dimitrakis, G.A.; George, M.; Poliakoff, M.; Harrison, I.; Robinson, J.; Kingman, S.W.; Lester, E.;
Gregory, A.P.; Lees, K. A system for traceable measurements of the microwave complex permittivity of
liquids at high pressures and temperatures. Meas. Sci. Technol. 2009, 20. [CrossRef]
42. El Harfi, J.; Kingman, S.W.; Dimitrakis, G.A.; Robinson, J.P.; Irvine, D.J. Dielectric properties of free radical
initiators-Investigation of thermal decomposition products. Ind. Eng. Chem. Res. 2012, 51, 15811–15820.
[CrossRef]
43. Smith, A.D.; Lester, E.H.; Thurecht, K.J.; Kingman, S.W.; El Harfi, J.; Dimitrakis, G.A.; Robinson, J.P.;
Irvine, D.J. Temperature dependence of the dielectric properties of 2,2’-azobis(2-methyl-butyronitrile)
(AMBN). Ind. Eng. Chem. Res. 2010, 49, 3011–3014. [CrossRef]
44. Barakat, I.; Dubois, P.; Jerome, R.; Teyssie, P. Macromolecular engineering of polylactones and polylactides.
X. Selective end-functionalization of poly(D,L)-lactide. J. Polym. Sci. A Polym. Chem. 1993, 31, 505–514.
[CrossRef]
45. Valente, A.; Zinck, P.; Mortreux, A.; Visseaux, M.; Mendes, P.J.G.; Silva, T.J.L.; Garcia, M.H. Polymerization
of ε-caprolactone using ruthenium(II) mixed metallocene catalysts and isopropyl alcohol: Living character
and mechanistic study. J. Mol. Cat. A Chem. 2011, 346, 102–110. [CrossRef]
46. Gabriel, C.; Gabriel, S.; Grant, E.H.; Halstead, B.S.J.; Mingos, D.M.P. Dielectric parameters relevant to
microwave dielectric heating. Chem. Soc. Rev. 1998, 27, 213–224. [CrossRef]
47. Meredith, R.J. Engineers’ Handbook of Industrial Microwave Heating; The Institution of Electrical Engineers:
London, UK, 1998; pp. 1–359.
48. Lester, E.; Kingman, S.; Dodds, C.; Patrick, J. The potential for rapid coke making using microwave energy.
Fuel 2006, 85, 2057–2063. [CrossRef]
49. Gregory, A.P.; Clarke, R.N. Tables of the Complex Permittivity of Dielectric Reference Liquids at Frequencies up to
5 GHz; NPL Report CETM33; National Physical Laboratory: Teddington, UK, 2001.
50. Dimitrakis, G.A.; Villar-Garcia, I.J.; Lester, E.; Licence, P.; Kingman, S.W. Dielectric spectroscopy: A
technique for the determination of water coordination within ionic liquids. Phys. Chem. Chem. Phys.
2008, 10, 2947–2951. [CrossRef] [PubMed]
Sample Availability: Samples of the star polymer compounds are available from the authors.
© 2015 by the authors; licensee MDPI, Basel, Switzerland. This article is an open
access article distributed under the terms and conditions of the Creative Commons by
Attribution (CC-BY) license (http://creativecommons.org/licenses/by/4.0/).
20145
